Abstract: This work includes specific basic characterization of synthesized glycine-based Ionic Liquid (IL) [QuatGly-OEt] 
Introduction
Ionic liquids (ILs) are commonly defined as organic and inorganic salts that have melting temperatures lower than 373 K [1] . In recent years, ILs have attracted increasing attention and intensive investigation and witnessed a steady growth from the academics to industry due to their distinctive properties, such as wide temperature range of application, high thermal stability [2, 3] , nonflammability, wide electrochemical window [4, 5] , high electrical conductivity [6, 7] , and highly favorable solubility of metal oxides [8] . They have been used in a broad variety of extraction [9] , separation [10] and biotechnology [11, 12] , especially as promising "green" electrolyte for electrochemical devices such as dye-sensitized solar cells [13] [14] [15] , lithium ion batteries [16, 17] , super capacitors, and fuel cells [18, 19] . ILs can be tuned by varying the combination of various cations and anions [20] . So far, ILs with cations derived from imidazolium, pyridinium, quaternary ammonium, and pyrrolidinium have been extensively studied [21, 22] . The development of bio-renewable ILs based on amino acids and their derivatives to replace the above cations is another promising approach because amino acids and their derivatives are the most abundant natural source of quaternary nitrogen precursors [23] . Amino acid ionic liquids (AAILs) were first prepared by coupling various amino acids anions with suitable cations [24] , and then many amino acid-based ILs were prepared including amino acids as anions [25] , amino acids as cations [26] or amino acid derivatives [27] . Until now, the viscosity of AAILs are 1 to 3 orders of magnitude greater than those of traditional organic liquids, which affect the mass transfer rate, leading to much more power needed for mixing in liquid reactions or separation processes. In some current studies, the problem of high viscosity can be resolved partially by means of adding organic solvents to pure ionic liquid [28] . Although the addition of organic solvents into ILs decreases the viscosity of mixture significantly, the conventional organic solvents have high volatility. Alternatively, some scientists studied the thermodynamic properties of ethylene glycol derivatives. Poly(ethylene glycol) (PEG) is one of the ethylene glycol derivatives, PEG of various molecular weights have been widely used in processes across many industrial sectors, as a result of being non-toxic, biodegradable, inexpensive, widely available, and a very low volatility [29, 30] . Low molecular weight PEG (M w = 200) is liquid at room temperature, making it easy to combine with ILs, generate solvent systems for use in advanced, environmentally friendly processes [30] . Furthermore, solvent systems composed of (IL + PEG) provide exciting "hybrid green" systems that may afford interesting and favorably modified physicochemical properties enhancing the potential of both ILs and PEGs in many chemical applications, such as the addition of PEG200 in ionic liquid enhanced the kinetics of absorption and desorption of CO 2 significantly [29] , unusual fluorescence probe behavior of pyrene in IL + PEG hybrid systems [31] , the use of PEG-600 as cosolvent of the ILs ([C 4 6 ], in the presence of NaBH 4 and at 180-200 °C, the morphology of the nanostructures of Se and Te is obtained [32] .
In this paper, we evaluate the density, viscosity, conductivity, and refractive index of the bio-renewable glycine-based IL [QuatGly-OEt][EtOSO 3 ] and its binary mixture with PEG200 over the whole composition range and temperatures between (293.15 and 353.15) K at ambient pressure. From these experimental results, excess molar volume, viscosity deviations, and refractive index deviations from the ideal behavior were characterized. The excess properties were calculated and then correlated, at each temperature, as a function of composition by a Redlich-Kister-type equation. The impact of the nature of the solute on the thermodynamic properties of binary mixture was investigated in detail. Table 1 , and the structure of IL is shown in Figure 1 . From analysis of the data, it was found that the densities depend more strongly on the mole fraction of PEG200 in the mixture than on temperature; the density trend for the binary system with respect to temperature decreased with increasing temperature. As can be seen from Table 1 and Figure 2 , the density decreases with increasing temperature even though the variation is very small. If the variation of the density with the temperature is considered as linear, then the change in the calculated thermal expansion coefficient values becomes nearly constant. In order to have an improved accuracy, a second order polynomial of the following form was used to correlate the variation of the density with the temperature for {PEG200 (1) + [QuatGly-OEt][EtOSO 3 ] (2)} binary system studied in the present work.
Results and Discussion

Density and Excess Molar Volume
where T is the temperature and b 0 , b 1 , and b 2 are the correlation coefficients. The correlation coefficients were estimated using the least square method, and the values of the coefficients are listed in Table 2 together with the standard deviations (σ) estimated using the following equation:
where n is the number of experimental points, and Z exp and Z cal are the experimental and calculated values, respectively. Excess thermodynamic properties are of great importance for understanding the nature of molecular interaction in binary mixtures. The excess molar volume, E m V , which is the difference between the real and ideal mixing behaviors, is defined by:
where V m represents the volume of a mixture containing one mole of (PEG200 + are the molar volumes of the pure components, respectively. The excess molar volumes of mixtures over the entire composition range were calculated from our measurements of density according to the following equation: Figure 3 . The excess molar volume of mixtures is mainly due to the variation in inter molecular forces between the compounds or the variation in the molecular packing due to the differences in the size and shape of the molecules forming a binary mixture with other compound. As shown in Figure 3 , the excess molar volumes are asymmetric and negative for all of the systems studied over the entire composition range, the minimum of 
Volume Expansivity and Excess Volume Expansivity
Density results for the ILs studied in current work were also used to derive other thermodynamic properties such as the coefficient of thermal expansion. From the density-temperature dependence, the volume expansivity (coefficient of thermal expansion), α, is defined as:
where subscript p indicates constant pressure. The α values of pure [QuatGly-OEt][EtOSO 3 ] and PEG200, and their mixture are summarized in Table 3 . The values indicate that the thermal expansion coefficient of this binary mixture (PEG200 + [QuatGly-OEt][EtOSO 3 ]) increases with increasing temperature and increases with increasing mole fraction of the PEG200. However, this trend also shows that the change in the thermal expansion coefficient with the temperature is not as significant as compared to the change with increasing mole fraction. Next, the corresponding excess function was determined. The excess volume expansivity was calculated using:
where id 1
 is an ideal volume fraction given by the following relation:
where V mi is for the molar volume of pure component i. 
Viscosity
Knowledge of electrolyte solution viscosity is needed for the design of numerous industrial processes and provides useful insights into solution structure and interactions [35] . The measured dynamic viscosities, η, for the neat PEG200, neat [QuatGly-OEt][EtOSO 3 ], and {PEG200 + [QuatGly-OEt][EtOSO 3 ]} binary mixture as a function of temperature over the whole composition range are listed in Table 4 . Most ionic liquids have undesirable high viscosity; one possible way to lower their viscosities is by addition of water or other diluent. Figure 5 shows the experimental dynamic viscosities for {PEG200 + [QuatGly-OEt][EtOSO 3 ]} binary system, a small concentration of PEG200 significantly lowers the viscosity.
The temperature dependence becomes distinctly nonlinear, especially at high [QuatGly-OEt][EtOSO 3 ] content. The Vogel-Tammann-Fulcher (VTF) equation [36, 37] suitably correlates the nonlinear behavior as a function of the temperature, not only the viscosities of the neat IL but also the viscosities of the mixtures for the binary systems through the composition range.
where η o , B, and T o are constants. The parameter T o is the ideal glass transition temperature, which should be slightly below the experimental glass transition temperature T g [38] . The adjustable parameters obtained from the VTF correlation were presented in cation are weakened upon mixing with the polar organic oligomers, which leads to a higher mobility of the ions and a lower viscosity of the mixtures [39] . This indicates that the viscosity of ILs could be therefore tuned for several applications by adding an organic solvent or by changing temperature [40] .
The viscosity deviations Δη (mPa·s) were calculated using:
where x 1 and x 2 are the mole fractions of PEG200 and [QuatGly-OEt][EtOSO 3 ], respectively, and η, η 1 , and η 2 are the viscosities (mPa·s) of the solution, the pure solvent, and the pure IL, respectively. Figure 6 also shows that the negative values of viscosity deviations decrease with increasing temperature. This can be attributed to the specific interactions in mixtures, typically H-bonds, break-up as the temperature increases [41] . The minimum value of Δη is observed at about x 1 ≈ 0.4, the viscosity of a mixture depends strongly on its entropy, which is related with the liquid's structure. Therefore, the viscosity deviation depends on molecular interactions as well as on the size and shape of the molecules [42] . 
Refractive Index Deviations and Molar Refraction Deviations
The refractive index n of a material is defined as the ratio c o /c, where c is the speed of light in the material and c o is the speed of light in vacuo. Refractive indices n for the {PEG200 + [QuatGly-OEt][EtOSO 3 ]} binary mixture as a function of the composition over the whole mole fraction range at T = 293.15 K are reported in Table 6 . The refractive index deviations of molar fraction, ∆ x n, from the linear additive values of the mole fractions were calculated by means of the Equation 10:
where n is the refractive index of the mixture and n 1 and n 2 are the refractive indices of components 1 (PEG200) and 2 ([QuatGly-OEt][EtOSO 3 ]), respectively. Values of ∆ x n for the binary mixture are shown in Table 6 and ∆ x n is plotted in Figure 7a against the mole fraction over the whole composition region. The deviation of refractive indices ∆ x n is positive over the whole range, with the maxima lying nearly at x 1 ≈ 0.5. Moreover, the deviation of n at various volume fraction, ∆ Ф n, from ideality on volume fraction basis is given by:
where Ф 1 and Ф 2 are the volume fractions of component 1 (PEG200) and 2 ([QuatGly-OEt][EtOSO 3 ]), respectively. Values of ∆ Ф n for the binary mixture are shown in Table 6 and ∆ Ф n is plotted in Figure 7b ,c against the molar fraction and volume fraction over the whole composition region, respectively. ∆ Ф n values are symmetric against the molar fraction over the entire composition range Figure 7b , whereas ∆ Ф n are asymmetric against the volume fraction over the entire composition range Figure 7c . For the comparison of Figure 7a ,b, ∆ Ф n values are similar to ∆ x n and the shape of ∆ Ф n is similar to ∆ x n over the entire composition range. Furthermore, the refractive index deviation increases with the increase of temperature, indicating the decrease of unlike interaction between components of the mixture. (e) (f) From the experimental densities and refractive indices, the molar refractions of the IL, R m , were calculated at various temperatures using the Lorenz-Lorentz equation:
where n D is the measured refractive index, and V m is the molar volume of neat PEG200, neat Similar representation with n has arisen in regard to R, the deviation of molar refraction R from ideality was recently noted by Fermeglia and Torriano [43] . Some papers [44, 45] define it on a mole fraction basis, as
and others [46] on a volume fraction basis, as
while some [43, 47] report both quantities. Values of ∆ x R, ∆ Ф R for the binary mixture are shown in Table 6 , and ∆ x R is plotted in Figure 7d against the mole fraction over the whole composition region, whereas ∆ Ф R is plotted in Figure 7e and Figure 7f against the molar fraction and volume fraction over the whole composition region, respectively. The deviation of mole fraction ∆ x R is negative over the whole range, with the minimum lying nearly at x 1 ≈ 0.3, whereas ∆ Ф R values are asymmetric against both the molar fraction Figure 7e and volume fraction Figure 7f over the entire composition range. For the comparison of Figure 7d ,e, the maximum of ∆ x R values are about the half value of ∆ Ф R and the shape of ∆ Ф R is different to ∆ x R over the entire composition range.
Conductivity
The experimental data of conductivity of the neat ILs [QuatGly-OEt][EtOSO 3 ], neat PEG200, and binary system are plotted against the x 1 at various temperatures in Figure 8 . The conductivities of neat ILs [QuatGly-OEt][EtOSO 3 ], neat PEG200, and binary system at various temperatures were fitted using the VTF equation:
where T is the absolute temperature and κ o B′, and T o are adjustable parameters. The best-fit
, B′ (K), and T o (K) parameters are given in Table 5 . Neat [QuatGly-OEt][EtOSO 3 ], neat PEG200, and binary system were very well fit by the VTF model over the temperature range studied. As shown in Figure 8 , it can be seen that the conductivity of the binary mixture increases with increasing amount of PEG200, goes through a maximum, and then goes down to the specific conductivity of the neat PEG200. This can be ascribed to two effects: (i) increase of viscosity and therefore reduction of the mobility of the charge carriers [48] ; and (ii) reduction of the number of charge carriers due to aggregate formation [49] . The conductivity (κ) is related to the ion mobility and the number of charge carriers, which can be expressed by the following equation [48] :
where n i is the number of charge carriers of species i, q i is the charge, and u i is the mobility, which is related to the mixture viscosity. It can be seen that an increase in the conductivity of a given system must be due to an increase in ion mobility and/or the number of charge carriers. Moreover, the aggregation becomes dominant at higher concentration, thus leading to a strong decrease of conductivity [49] . The maximum of conductivity is located at x 1 = 0.7 and corresponds to a value of 1.4 mS·cm
at 333.15 K. It can also be observed that the conductivity increases as the temperature increases. The higher temperature may weaken the influence of aggregation to the conductivity, which suggests that a higher temperature is better for the ILs to act as electrolytes.
Redlich-Kister Equation for Binary System
The binary excess property ( E m V ) and deviations (Δη, ∆ x n, ∆ Ф n, ∆ x R, and ∆ Ф R) at several temperatures were fitted to a Redlich-Kister-type equation [50] :
where Table 7 , the tabulated standard deviation σ [51] is defined as:
where m is the number of experimental data points and n is the number of estimated parameters. The subscripts "exp" and "cal" denote the values of the experimental and calculated property, respectively. As shown in Table 7 , the experimentally derived 
Experimental Section
Materials
Poly(ethylene glycol)s, diethyl sulfate, and N,N-dimethylglycine ethyl ester were obtained from commercial suppliers and used without further purification. The poly(ethylene glycol)s of average molar mass 200 was purchased from Showa Chemical Industry Co., Ltd., Japan, diethyl sulfate (99%) was purchased from Acros organics, N,N-dimethylglycine ethyl ester (>98%) was purchased from Tokyo Chemical Industry Co., Ltd.
2-Ethoxy-1-ethyl-1,1-dimethyl-2-oxoethanaminium ethyl Sulfate ([QuatGly-OEt][EtOSO 3 ])
Diethyl sulfate (55.5 g, 360 mmol) was added dropwise to a solution of equal molar amounts of N,N-dimethylglycine ethyl ester (47.2 g, 360 mmol) in 200 mL toluene, and then cooled in an ice-bath under nitrogen at a rate that maintained the reaction temperature below 313.15 K (highly exothermic reaction). The reaction mixture was stirred at room temperature for 1 h to 4 h. After the reaction stopped, the upper organic phase of the resulting mixture was decanted, and the lower ionic liquid phase was washed with ethyl acetate (4 × 70 mL). After the last washing, the remaining ethyl acetate was removed by rotavapor under reduced pressure. The IL obtained was dried by heating at (343. 15 
Measurements
The conductivity (κ) of the ionic liquids was systematically measured with a conductivity meter (LF 340, WTW, Germany) and a standard conductivity cell (TetraCon 325, WTW, Germany). The cell constant was determined by calibration after each sample measurement using an aqueous 0.01 M KCl solution. The density of the ILs was measured with a dilatometer, which was calibrated by measuring the density of deionized water at 20, 30, 40 and 50 °C. To measure the density, IL or binary mixture was placed into the dilatometer up to the mark, sealed the top of capillary tube, which was on the top of the dilatometer, and placed into a temperature bath for 10 min to allow the temperature to equilibrate. The volume of the dilatometer is 11 cm 3 , the inside diameter of the capillary tube is 2 mm. The main interval between two marks in capillary tube is 0.1 cm 3 , and the minor interval between two marks is 0.01 cm 3 . From the correction coefficient of deionized water in capillary tube at various temperatures, we can calculate the density of neat IL or binary system by the expanded volume of liquid in capillary tube at various temperatures. Each sample was measured at least three times to determine an average value, and the values of the density are ±0.0001 g mL . The viscosity (η) of the IL was measured using a calibrated modified Ostwald viscometer (Cannon-Fenske glass capillary viscometers, CFRU, 9721-A50). The viscometer capillary diameter was 1.2 mm, as measured using a caliper (model No. PD-153) with an accuracy of ±0.02 mm. The viscometer was placed in a thermostatic water bath (TV-4000, TAMSON) whose temperature was regulated to within ±0.01 K. The flow time was measured using a stopwatch with a resolution of 0.01 s. For each sample, the experimental viscosity was obtained by averaging three to five flow time measurements. Measurements of the refractive index were conducted at 293.15 K with an ABBE refractive index instrument (Atago DR-A1), calibrated with deionized water with an accuracy greater than ±2 × 10 . The water content of synthesized IL [QuatGly-OEt][EtOSO 3 ] was determined using the Karl-Fischer method; the content was below 100 ppm. The nuclear magnetic resonance (NMR) spectra of the synthesized ILs were recorded on a BRUKER AV300 spectrometer and calibrated with tetramethylsilane (TMS) as the internal reference.
Conclusions
This paper is a systematic characterization of physical properties for IL binary system. Experimental density, refractive index, and dynamic viscosity data for (PEG200 + [QuatGly-OEt][EtOSO 3 ]) binary system are presented as a function of the temperature at atmospheric pressure. The viscosity and conductivity of pure IL and (PEG200 + [QuatGly-OEt][EtOSO 3 ]) binary system at different temperatures are fitted using the Vogel-Tammann-Fulcher (VTF) equation with good accuracy. The excess molar volumes, excess volume expansivity, viscosity deviations, and molar refraction deviations show negative deviations from the ideal solution. Whereas the deviation of the refractive index has a positive value over the whole composition range, the results are interpreted in terms of molecular interactions in the (PEG200 + [QuatGly-OEt][EtOSO 3 ]) binary mixture. The conductivity increases to a maximum value when the concentration of PEG200 is increased and decreases after the maximum. The data obtained will be helpful for the application of the ionic liquids as electrolytes and also useful for the ionic liquids database. Moreover, the present data on density and excess molar volumes will be useful for the efficient design of gas-liquid contacting equipment for commercial applications.
